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longest diameter in a largest cross-section of the cata- 
lyst particle, and a rhenium intensity at each analyzed 
point is divided by an average intensity of all of the an- 
alyzed points to give the intensity ratio, and that the car- 
rier Is at least one active carbon selected from the group 
consisting of coal-based active carbon, coconut-based 
active carbon and peat-based active carbon. 
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Description 

BACKGROUND OF THE INVENTION 
FIELD OF THE INVENTION 

[0001 ] The present invention relates to a catalyst (or hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, 
or an ester thereof, which may hereinafter be collectively referred to as "dicarboxylic acids." The present invention 
relates also to a method for hydrogenating the dicarboxylic acids using the catalyst. 

DESCRIPTION OF THE PRIOR ART 



[0002] As described in International Publication WO 98/26867, it has been believed that, where a reaction rate is 
affected by a diffusion rate of reactants in micropores of a catalyst carrier, such a catalyst is better that a noble metal 
is component exists as close to an outer surface of the carrier as possible, and is present less in a central part of the 
catalyst where the effect of diffusion prevails. Based on the aforesaid point of view, the publication discloses a catalyst 
carrier for a noble metal, wherein palladium is present near an outer surface of the carrier, but substantially absent 
inside the carrier. 

[0003] National Phase Publication Hei-1 -503459, Comparative Examples 17 to 19, discloses that maleic anhydride 
20 is hydrogenated using a catalyst wherein 3% of Pd and 3% of Re are supported on graph itized carbon having a large 
surface area. In Comparative Examples 17 and 18, selectivity to y-butyrolactone, 1 ,4-butanediol and tetrahydrofuran 
based on reacted maleic anhydride is higher than 97%. However, the hydrogenation is performed at a pressure of 80 
bar and a temperature of 230 °C, which relatively severer conditions are necessary for high yield and a high selectivity. 
In Comparative Example 1 9, the hydrogenation is performed at a pressure of 725 psi, i.e., about 50 bar, at a temperature 
25 from 200 to 260 °C. Although the pressure is lower than those in Comparative Examples 1 7 or 1 8, the selectivity to y 
-butyro- lactone, 1 ,4-butanediol and tetrahydrofuran based on reacted maleic anhydride is so low as 43 %. 

SUMMARY OF THE INVENTION 

30 [0004] An object of the present invention is to provide a novel palladium-rhenium catalyst for hydrogenating dicar- 
boxylic acids, which catalyst has a very high capability of hydrogenating dicarboxylic acids and a high selectivity to 
lactones and to products hydrogenated further, which may hereinafter be collectively referred to as "lactones", even 
at a considerably low hydrogenation pressure, 

[0005] As a result of intensive researches, the present inventors have found that a catalyst wherein rhenium is rather 
35 uniformly distributed throughout a carrier made of specific active carbon has a very good hydrogenating capability for 
dicarboxylic acids and a very high selectivity to lactones even in milder hydrogenation conditions, particularly at a lower 
pressure, which finding is in contradiction to the aforesaid conventional view that catalytic metals should exist as close 
to an outer surface of the carrier as possible rather than at a central part of the earner. 
[0006] Thus, the present invention is 

40 

(1) a catalyst for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, said catalyst 

comprising palladium and rhenium supported on a carrier, characterized in that not more than 20% of analyzed 

points have an intensity ratio of 2 or larger, wherein a catalyst particle is analyzed by electron probe microscope 

analysis (EPMA) for menium along a longest diameter in a largest cross-section of the catalyst particle, and a 
45 rhenium intensity at each analyzed point is divided by an average intensity of all of the analyzed points to give the 

intensity ratio, and that the carrier is at least one active carbon selected from the group consisting of coal-based 

active carbon, coconut-based active carbon and peat-based active carbon. 

The present catalyst described above has a uniform distribution of rhenium in the carrier, which distribution 

is not found in conventional palladium-rhenium catalysts. It has not been clarified what mechanism gives such a 
50 uniform distribution. The present inventors have found that such distribution of rhenium is realized only with at 

least one active carbon selected from the group consisting of coal-based active carbon, coconut-based active 

carbon and peat-based active carbon for the earner. 

More surprisingly, by using the active carbon, palladium is distributed very close to an outer surface of the 

earner without being distributed at a central part of the carrier while the uniform distribution of rhenium in the carrier 
55 is attained. The present catalyst has an excellent hydrogenation capability for dicarboxylic acids and a very high 

selectivity to lactones even in mild hydrogenation conditions, inter alia, at a very low hydrogenation pressure. 

These are totally unexpected from conventional palladium-rhenium catalysts, e.g., those described in the aforesaid 

National Phase Publication Hei-1 -503459. 
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The preferred embodiments of the present invention are as follows. 

(2) The catalyst described in (1 ) above, wherein not more than 1 0% of all of the analyzed points have the intensity 
ratio of 2 or larger. 

(3) The catalyst described in (1) or (2) above, wherein not more than 30% of all of the analyzed points have the 
5 intensity ratio of 0.5 or smaller. 

(4) The catalyst described in (1) or (2) above, wherein not more than 20% of ail of the analyzed points have the 
intensity ratio of 0.5 or smaller. 

(5) The catalyst described in any one of (1) to (4) above, wherein a weight ratio of palladium to rhenium is in the 
range of from 1 :0.25 to 1 :10. 

io (6) The catalyst described in any one of (1) to (4) above, wherein a weight ratio of palladium to rhenium is in the 

range of from 1 :0.25 to 1 :5. 

(7) The catalyst described in (6) above for producing 7b utyro lactone. 

(8) The catalyst described in any one of (1) to (4) above, wherein a weight ratio of palladium to rhenium is in the 
range of from 1 :0.5 to 1 :10. 

15 (9) The catalyst described (8) above for producing tetrahydrofuran and/or 1 ,4-butanediol. 

(1 0) The catalyst described in any one of (1 ) to (9) above, wherein the palladium supported is in an amount of from 
0.01 to 15 wt%, based on the catalyst weight, and the rhenium supported is in an amount of from 0.1 to 20 wt%, 
based on the cataiyst weight. 

(11) The catalyst described in any one of (1) to (9) above, wherein the palladium supported in an amount of from 
20 o,1 to 10 wt% , based on the catalyst weight, and the rhenium supported is in an amount of from 0.1 to 15 wt%, 

based on the catalyst weight. 

(12) The catalyst described in any one of (1) to (11) above, wherein the dicarboxylic acid, the dicarboxylic acid 
anhydride, and the esters thereof are selected from the group consisting of dicarboxylic acids having 4 carbon 
atoms, dicarboxylic acid anhydrides having 4 carbon atoms, and esters thereof. 

25 (13) The catalyst described in any one of (1) to (12) above, wherein the dicarboxylic acid, the dicarboxylic acid 

anhydride, and the esters thereof are selected from the group consisting of succinic anhydride, maleic anhydride 
and esters thereof. 

The present invention relates also to 

(14) a method for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, wherein 
so the catalyst described in any one of (1) to (13) above is used as a catalyst. 

preferred embodiments of the above invention are as follows. 

(15) The method described (14) above, wherein the dicarboxylic acid, the dicarboxylic acid anhydride, and the 
esters thereof are selected from the group consisting of succinic anhydride, maleic anhydride and esters thereof. 

(16) A method for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, wherein 
35 the hydrogenation is carried out at a temperature from 160 to 230 °C at a pressure from 0.5 to 9 MPa in the 

presence of the catalyst described in(6) above, whereby y -butyrolactone is selectively produced. 

(17) A method for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, wherein 
the hydrogenation is carried out at a temperature from 180 to 250 °C at a pressure from 0.5 to 9 MPa in the 
presence of the catalyst described in (8) above, whereby tetrahydrofuran is selectively produced. 

40 (18) A method for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, wherein 

the hydrogenation is carried out at a temperature from 1 80 to 250 °C at a pressure from 1 to 9 MPa in the presence 
of the catalyst described in(8) above, whereby 1 ,4-butanediol is selectively produced. 



45 



BRIEF DESCRIPTION OF THE DRAWINGS 



[0007] Fig. 1 is a cumulative histogram from a ratio of rhenium intensity at each point analyzed to an average intensity, 
determined by EPMA on the catalyst obtained in Example 1 . 

[0008] Fig.2 is a cumulative histogram from a ratio of rhenium intensity at each point analyzed to an average intensity, 
determined by EPMA on the catalyst obtained in Example 2. 
50 [0009] Fig.3 is a cumulative histogram from a ratio of rhenium intensity at each point analyzed to an average intensity, 
determined by EPMA on the catalyst obtained in Example 3. 

[001 0] Fig.4 is a cumulative histogram from a ratio of rhenium intensity at each point analyzed to an average intensity, 
determined by EPMA on the catalyst obtained in Example 4. 

[0011] Fig.5 is a cumulative histogram from a ratio of rhenium intensity at each point analyzed to an average intensity, 
55 determined by EPMA on the catalyst obtained in Example 5. 

[001 2] Fig. 6 is a cumulative histogram from a ratio of rhenium intensity at each point analyzed to an average intensity, 
determined by EPMA on the catalyst obtained in Example 6. 

[001 3] Fig.7 is a cumulative histogram from a ratio of rhenium intensity at each point analyzed to an average intensity, 
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determined by EPMA on the catalyst obtained in Comparative Example 1 . 
DESCRIPTION OF THE PREFERRED EMBODIMENTS 

5 [0014] In the present catalyst comprising palladium and rhenium supported on a carrier, it is preferred that rhenium 
is distributed almost uniformly throughout the carrier. In the present invention, a catalyst particle is analyzed for rhenium 
by electron probe microscope analysis (EPMA) along a longest diameter in a largest cross-section of the catalyst 
particle, and a ratio of intensity at each analyzed point to an average intensity of all of the analyzed points is calculated. 
The ratio of the number of points having the intensity ratio of at least 2 to the total number of the analyzed points shall 

io be at most 20 %, preferably at most 10 %, and a ratio of points having the intensity ratio of at most 0.5 to the total 
number of points is preferably at most 30 %, more preferably at most 20 %. If the ratio of the points having the intensity 
ratio of at least 2 is out of the aforesaid range, rhenium is distributed unevenly in the carrier and the catalyst has neither 
a high hydrogenation capability for dicarboxylic acids nor a high selectivity to -ytoutyrolactone and so on. In contrast to 
rhenium, palladium exists preferably mainly close to an outer surface of the carrier. 

15 [0015] The analysis by EPMA is made along a longest diameter in a largest cross-section of a catalyst particle. As 
an EPMA instrument, EPM 81 00, ex Shimazu Co., for instance, may be used. The largest cross-section and the longest 
diameter are determined by visual observation with an electron microscope. Particles which seem deformed under 
visual observation under an electron microscope are removed, and three particles are chosen at random from the 
remaining particles. The analysis is conducted on the selected three particles. EPMA conditions are as follows. 

20 

Acceleration voltage : 15 kV 
Sampling step : 1 u,m 
Measurement time : 1 sec/point 
Sample current : 0.5 uA 

25 

[0016] A characteristic X-ray chart of rhenium is obtained by EPMA analysis along the longest diameter in the largest 
cross-section of the catalyst particle. Signal intensity at each analyzed point(characteristic X-ray intensity) reflects the 
amount of supported rhenium at the point. The intensity data thus obtained are statistically processed to numerically 
express the supported state of rhenium. That is, the intensity at each point is divided by an average intensity of all of 
30 the analyzed points, and a cumulative histogram from the thus-obtained intensity ratios is made. The histogram shows 
a cumulative percentage of the points below a certain intensity ratio. 

[001 7] Besides the EPMA line analysis, distribution of rhenium can be analyzed by X-ray photoelectron spectroscopy 
(XPS), or scanning electron microscope-energy dispersive x-ray spectroscopy (S EM- EDS). 

[0018] In the present catalyst, the carrier on which palladium and rhenium are supported is at least one active carbon 

35 selected from the group consisting of coal-based active carbon, coconut-based active carbon, and peat-based active 
carbon. Coal-based active carbon and coconut-based active carbon are preferred because they provide higher selec- 
tivity for y -butyrolactone. The active carbon may be in a form of powder, granule, or a molded article and preferably 
has an average particle size of 1 00 u,m or more, more preferably from 500 urn to 30 mm, for easy handling and filtering. 
[0019] In the present invention, palladium is supported preferably In an amount of from 0.01 to 15 wt%, more pref- 

40 erably from 0.1 to 10 wt%, particularly from 0.5 to 8 wt%, based on a weight of the catalyst. Rhenium is supported 
preferably in an amount of from 0.01 to 20 wt%, more preferably from 0.1 to 15 wt%, particularly from 0.5 to 1 0 wt%, 
based on a weight of the catalyst. If either element Is contained in an amount less than the aforesaid lower limit, 
hydrogenation capability is undesirably low. If either element is contained in an amount more than the aforesaid higher 
limit, production costs is undesirably high. A weight ratio of palladium to rhenium is preferably in the range of from 1 : 

45 o.25 to 1 :1 0. If the ratio is larger than the aforesaid higher limit, conversion of dicarboxylic acids is tower. If the ratio is 
smaller than the aforesaid lower limit, an excess amount of rhenium does not improve the catalyst performance, but 
raises costs. Preferably, the aforesaid ratio of palladium to rhenium is determined depending on a desired product. 
Preferably the weight ratio is in the range of from 1 :0.25 to 1 : to selectively produce y -butyrolactone; from 1 :0.5 to 1 : 
10 to selectively produce tetrahydrofuran; and from 1 :0.5 to 1 :10 to selectively produce 1 ,4-butanediol. 

so [0020] The present catalyst may be produced, for example, by impregnating the carrier with a solution containing at 
least one palladium compound and at least one rhenium compound in one or multiple steps. The impregnation may 
be carried out by soaking or suspending the carrier in a solution of a palladium compound and a rhenium compound. 
Then, the solution is removed by filtration and the impregnated carrier is dried preferably at a temperature from 80 to 
150°C, The solution containing the palladium compound and the rhenium compound is preferably an aqueous solution 

55 containing desired amounts of palladium and rhenium and, if necessary, other solvent such as acetonitrile; alcohols 
such as methanol and ethanol; ketones such as acetone; or ethers such as diethyl ether and tetrahydrofuran. Examples 
of the palladium compound include palladium nitrate, palladium chloride, palladium carbonate, palladium carboxylate, 
palladium acetate, palladium acetylacetate, and amine complex of palladium. Examples of the rhenium compound 
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include perrhenic acid, ammonium perrhenate, and alkali metal salts of perrhenic acid. After being impregnated with 
palladium and rhenium and dried, the catalyst is activated by heating in a reducing atmosphere, e.g., in hydrogen gas, 
preferably at a temperature of from 120 to 350°C, particularly from 150 to 300 °C. 

[0021] The present catalyst is advantageously used for producing lactones by hydrogenating dicarboxylic acids. 
5 Examples of the dicarboxylic acids include saturated or unsaturated dicarboxylic acids, dicarboxylic acid anhydrides, 
and esters thereof, preferably having 3 to 7, particularly 4, carbon atoms. Preferred are succinic acid, maleic acid, 
fumaric acid, succinic anhydride and maleic anhydride, among which succinic anhydride and maleic anhydride are 
particularly preferred. 

[0022] The hydrogenation product in the present invention include lactones and further hydrogenated substances. 
10 When succinic anhydride and/or maleic anhydride are used as the dicarboxylic acid, the hydrogenation products include 
y -butyrolactone as the lactone, and tetrahydrof uran and 1 ,4-butanediol which are hydrogenation products of ?butyro- 
lactone. 

[0023] In the present process, hydrogenation conditions maybe as follows. The hydrogenation temperature is pref- 
erably in the range of from 120 to 300 °C, particularly from 160 to 250 °C, and the pressure in the hydrogenation 
15 reaction system is preferably in the range of from atmospheric pressure to 20 MPa in gage, particularly from 0.5 to 9 
MPa. Preferably, the hydrogenation conditions are selected depending on the weight ratio of palladium to rhenium and 
desired products. 

[0024] To selectively produce y -butyrolactone, the temperature is preferably in the range of from 160 to 230 °C, 
particularly from 1 70 to 220 °C, and the pressure is preferably in the range of from 0.5 to 9 MPa. To selectively produce 
20 tetrahydrof uran, the temperature is preferably in the range of from 1 80 to 250 °C and the pressure is preferably in the 
range of from 0.5 to 9 MPa. To selectively produce 1 ,4-butanediol, the temperature is preferably in the range of from 
180 to 250 °C and the pressure is preferably in the range of from 1 to 9 MPa. 

[0025] A molar ratio of hydrogen to the dicarboxylic acids is preferably in the range of from 3 to 5,000, particularly 
from 5 to 1 ,500, A gas space velocity is preferably in the range of from 100 to 30,000 hr*, particularly from 200 to 

25 15,000 hr 1 , and a liquid space velocity is preferably in the range of from 0.05 to 10 hr 1 , particularly from 0.1 to 5 hr 1 . 
[0026] In the present hydrogenation of the dicarboxylic acids, a solvent may or may not be present. By using the 
solvent, heat of the reaction can be easily removed, so that operations are easier. As the solvent, any solvent conven- 
tionally used in the hydrogenation of the dicarboxylic acids can be used. Examples of the solvent include y -butyrolac- 
tone; water; ethers such as dioxane, tetrahydropyran, tetrahydrof uran, diethyl ether, and triglyme; alcohols such as 

30 methanol, ethanol, isopropanol, n-propanol, hexanol, n-butanol and isobutanol; aromatic or cycloaliphatic carboxylic 
acid esters such as diisobutyl ester or dibutyl ester of o-, m-, or p-phthalic acid or hexahydrogenated o-, m- t or p- 
phthalic acid. Preferably, y-butyrolactone is used. 

[0027] In the hydrogenation in the presence of the solvent, a concentration of the dicarboxylic acids subjected to the 
hydrogenation is preferably at most 90 wt %, more preferably at most 60 wt % and preferably at least 1 wt %, more 
35 preferably at least 3 wt %, particularly at least 5 wt %, based on a total weight of the dicarboxylic acids and the solvent. 
[0028] The hydrogenation reaction can be performed either in a batch process or a continuous process. The present 
catalyst may be used in a fixed bed or a fluidized bed. 

[0029] The present inventions will be further explained in the following Examples, but are not limited to those. 
40 EXAMPLES 

Example 1 . Preparation and EPMA line analysis of 2%Pd-2.5%Re on coal-based active carbon 

[0030] In a mixture of 6.72 g of acetonrtrile and 21 .9 g of distilled water, 3.358 g of Pd (N0 3 ) 2 and 2.466 g of Re 2 O y 
45 were homogeneously dissolved, to which distilled water was added to a total volume of 64 ml. Coal-based active carbon 
available under the trade name, X-8000, ex Takeda Pharmaceutical Co., was ground to particles, and particle having 
a size of from 1 to 2 mm were selected and used as a carrier. 

[0031] Seventy two grams of the carrier was impregnated with the aforesaid solution and allowed to stand at room 
temperature for 4 hours and then heated at 120 °C for 15 hours. The obtained catalyst precursor was heated from 
50 room temperature to 280 °C over 1 1 hours in a hydrogen gas flow, and kept at the temperature for 5 hours and, then, 
allowed to cool to room temperature. After completely purging hydrogen gas with nitrogen gas by switchi ng the hydrogen 
gas flow to a nitrogen gas flow, the catalyst was placed in a nitrogen gas flow containing 5 % by volume of oxygen until 
heat generation ended and the catalyst became stable. 

[0032] EPMA line analysis in a depth direction was made on a catalyst particle along a maximum diameter in a 
55 maximum cross-section of the particle. The particles were embedded in a polyester resin and dry polished by a rotary 
polishing unit to obtain a smooth cross sectional surface of the particle. Analysis conditions were as follows. 

EPMA instrument ; EPM 8100, ex Shimazu Co. 
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Acceleration voltage : 1 5 kV 
Sampling step: 1 um 
Measurement time : 1 sec/point 
Sample current : 0.5 uA 
5 Electron beam diameter : 1 u,m 

[0033] Fig.1 shows a cumulative histogram from a ratio of intensity at each analyzed point to an average intensity 
of all of the analyzed points. About 1 0 % of the points had the intensity ratio of at most 0.5, and there is no point having 
the intensity ratio of 2 or larger. This indicates that there are only a small number of points where a rhenium content 
10 is far less or more than the average content and , therefore, rhenium is distributed substantially uniformly in the coal- 
based active carbon carrier. 

[0034] Semi-quantitative analysis by XPS(X-ray Photoelectron Spectroscopy) was made on an outer surface and a 
cross-section of the catalyst particle. Analysis conditions were as follows. 

is XPS instrument: Model 5600 ci, ex Physical Electronics Co. 

X-ray source : conventional Al ^ 300 W 
Diameter of analyzed area: 800 u/n 

[0035] The XPS analysis found that rhenium existed in an amount of 0.3 atom % both at the outer surface and in 
20 the cross-section . This indicates that rhenium was distributed uniformly in the coal-based active carbon carrier. 

Example 2. Preparation and EPMA line analysis of 2%Pd-2.5%Re on coconut-based active carbon 

[0036] Example 1 was repeated except that coconut-based active carbon available under a trade name of Granulate 
25 Shirasagi Gc4/8, exTakeda Pharmaceutical Co. , was used as a carrier and EPMA analysis was made as in Example 1 . 
[0037] Fig. 2 shows a cumulative histogram from a ratio of X-ray intensity at each point to an average intensity of ail 
of the analyzed points. About 20 % of the points had the intensity ratio of 0.5 or smaller, and at most 1 % of the points 
had the intensity ratio of 2 or larger. This indicates that there are only a small number of points where a rhenium content 
is far less or more than the average content and , therefore, rhenium is distributed substantially uniformly in the coconut- 
30 based active carbon carrier. 

[0038] Semi-quantitative analysis by XPS was conducted on a surface and the cross-section of the. catalyst particle 
as in Example 1 . The XPS analysis found that rhenium existed in an amount of 0.1 atom % at the surface and 0.3 atom 
% in the cross -section . This indicates that rhenium was distributed uniformly in the coal -based active carbon carrier. 

35 Example 3. Preparation and EPMA analysis of 2%Pd-2.5%Re on peat-based active carbon 

[0039] Example 1 was repeated except that peat-based active carbon available under the trade name of R. Extra, 
ex Nihon Norit Co., was used as a carrier and EPMA analysis was made as in Example 1 . Fig.3 shows a cumulative 
histogram from a ratio of intensity at each point to an average intensity of all of the analyzed points. About 6 % of the 
40 points had the intensity ratio of 0.5 or smaller, and about 4 % of the points had the intensity ratio of 2 or larger. This 
indicates that there are only a small number of points where a rhenium content is far less or more than the average 
content and , therefore, rhenium is distributed substantially uniformly in the peat-based active carbon earner. 

Example 4. Preparation and EPMA line analysis of 2%Pd-4%Re on coal-based active carbon 

45 

[0040] Example 1 was repeated except that 3.946 g of Re 2 Q 7 was used and EPMA analysis was made as in Example 
1. 

[0041] Fig.4 shows a cumulative histogram from a ratio of intensity at each point to an average intensity of all of the 
analyzed points. About 15 % of the points had the intensity ratio of 0.5 or smaller, and not more than 1 % of the points 
50 had the intensity ratio of 2 or larger. This indicates that there are only a small number of points where a rhenium content 
is far less or more than the average content and , therefore, rhenium is distributed substantially uniformly in the coal- 
based active carbon carrier. 

Example 5. Preparation and EPMA line analysis of 2%Pd-4%Re on coconut-based active carbon 

55 - - - - ~ - 

[0042] Example 2 was repeated except that 3.946 g of Re20 7 was used and EPMA analysis was made as in Example 

2. 

[0043] Fig,5 shows a cumulative histogram from a ratio of intensity at each point to an average intensity of all of the 
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analyzed points. About 10 % of the points had the intensity ratio of 0.5 or smaller, and not more than 1 % of the points 
had the intensity ratio of 2 or larger. This indicates that there are only a small number of points where a rhenium content 
is far less or more than the average content and , therefore, rhenium is distributed substantially uniformly in the coconut- 
based active carbon carrier. 

Example 6. Preparation and EPMA line analysis of 2%Pd-4%Re on peat-based active carbon 

[0044] Example 3 was repeated except that 3.946 g of Re 2 0 7 was used EPMA analysis was made as in Example 3. 
[0045] Fig. 6 shows a cumulative histogram from a ratio of intensity at each point to an average intensity of all of the 
analyzed points. About 5 % of the points had the intensity ratio of 0.5 or smaller, and about 3% of the points had the 
intensity ratio of 2 or larger. This indicates that there are only a small number of points where a rhenium content is far 
less or more than the average content and , therefore, rhenium is distributed substantially uniformly in the peat-based 
active carbon carrier. 

Example 7. Preparation and EPMA line analysis of 2%Pd-6%Re on coal-based active carbon 

[0046] Example 1 was repeated except that 5.91 9 g of Re 2 0 7 was used and EPMA analysis was made as in Example 
1. 

[0047] From the EPMA analysis, it was found that about 13 % of the points had a ratio of intensity at each point to 
an average intensity of all of the analyzed points of ,0.5 or smaller and not more than 1 % of the points had the intensity 
ratio of 2 or larger. This indicates that there are only a small number of points where a rhenium content is far less or 
more than the average content and , therefore, rhenium is distributed substantially uniformly in the coal-based active 
carbon carrier. 

Comparative Example 1 Preparation and EPMA line analysis of 2%Pd-2.5%Re on resin-based active carbon 

[0048] Example 1 was repeated except that resin-based active carbon available under the trade name of Bellfine 
BGF 10-1 , ex Kanebo Co. ,was used and EPMA analysis was made as in Example 1 . 

[0049] Fig.7 shows a cumulative histogram from a ratio of intensity at each point to an average intensity of all of the 
analyzed points. About 35 % of the points had the intensity ratio of 0.5 or smaller, and about 25% of the points had the 
intensity ratio of 2 or larger. This indicates that there are a relatively large number of points where a rhenium content 
is far less or more than the average content and , therefore, rhenium is distributed non-uniformly in the resin-based 
active carbon carrier. 

Examples 8 to 1 1 and Comparative Example 2 

[0050] Using each of the catalysts prepared in Examples 1 to 3 and Comparative Example 1 , hydrogenation of maleic 
anhydride was carried out. Each catalyst was screened and a fraction of the catalyst having a particle size of from 1 
to 2mm was collected, and 10 ml of the thus collected catalyst particles were packed in a SUS 316 steel cylindrical 
reactor of 15 mm in inner diameter and 350 mm in length. 

[0051] Then, the reactor was thoroughly purged with nitrogen gas, and a nitrogen gas flow was passed through the 
reactor at a flow rate of 6 liters/hour, that is, GHSV 600 h-1, at an internal pressure of 0.5 MPa. Subsequently, the gas 
flow was changed to a flow of nitrogen gas containing 0.1 vol% of hydrogen. While letting it to pass through the reactor 
in the same conditions as described above, a temperature of the catalyst layer was raised to 1 20 °C. After confirming 
that the hydrogen contents at the inlet of the reactor and at the exit of the reactor became identical with each other at 
the temperature, the temperature of the catalyst layer was gradually raised to 1 60 °C. At 160 °C, a hydrogen content 
in the gas flow was gradually increased from 0.1 vol% to 0.5 vol%, and then the temperature was gradually raised to 
170 °C. At 170 °C, the hydrogen content in the gas flow was gradually increased from 0.5 vol% to 100vol%. After the 
hydrogen content reached 100 %, the temperature of the catalyst layer was gradually raised to 200°C to end the 
reduction of the catalyst. 

[0052] In the aforesaid process, the temperature of the catalyst layer and the hydrogen content in the gas flow were 
gradually increased so that the hydrogen contents at the inlet of the reactor and at the exit of the reactor were identical 
with each other. If the hydrogen contents at the inlet and at the exit of the reactor were different from each other, the 
temperature or the hydrogen content were kept unchanged until the hydrogen contents became identical with each 
other. 

[0053] Next, the hydrogenation of maleic anhydride was carried out. The hydrogenation conditions were as follows. 
[0054] Temperature : 180 °C in Examples 8 to 10 and Comparative Example 2, and 200 °C in Example 11 
Pressure : 0.8 MPa 
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[0055] Hydrogen gas flow rate : 10.8 liters/hour, i.e., GHSV = 1080rr 1 Reaction solution : a solution prepared by 
dissolving 98.06 g of maleic anhydride in 258.3 g of y-butyrolactone, i.e., 27.5 wt% MAH, was fed in the reactor at a 
flow rate of 2 ml/hour. 

[0056] Table 1 shows the results of the hydrogenation. The whole maleic anhydride (hereinafter referred to as MAH) 
5 was immediately converted to succinic anhydride (hereinafter referred to as SAH). The subsequent step of conversion 
from SAH to?butyrolactone (hereinafter referred to as GBL) and so on is a ratedetermining step, so that the conversion 
of SAH was used as a measure for the progress of reaction. 



Table 1 







Examples 






Comparative 
Examples 


8 


9 


10 


11 


2 


Catalyst Pd:Re 
(weight ratio) 


Pd- Re 1:1.25 


Pd-Re1:1.25 


Pd-Re 1:1.25 


Pd-Re 1:1.25 


Pd-Re 1:1.25 


Carrier 


coal -based 


coconutbased 


peat-based 


peat-based 


resin-based 


SAH conversion 


1 0 0 % 


1 0 0 % 


8 9% 


1 0 0 % 


8 3 % j 


GBL yield 


9 6% 


96% 


8 3% 


9 5% 


74% 


THF 1 ) yield 


2% 


1 % 


0% 


1 % 


0% 


other yield other 
yield 


2 % 2 % 


3 % 3 % 


6 % 6 % 


4 % 4 % 


9 % 9 % 



1 THF represents tetrahydrofuran. 



[0057] In Example 8, the Pd-Re catalyst on the coal-based active carbon carrier prepared in Example 1 was used 
for hydrogen ating MAH. The conversion of SAH, as a measure for the progress of reaction, was very high and the total 
yield of GBL and THF was also high. In Example 9, the Pd-Re catalyst on the coconut-based active carbon carrier 

30 prepared in Example 2 was used for hydrogenating MAH. The catalyst performance was so good, that the conversion 
of SAH and the total yield of GBL and THF were almost the same as those in Example 8. In Example 10, the Pd-Re 
catalyst on the peat-based active carbon carrier prepared in Example 3 was used for hydrogenating MAH, Although 
the conversion of SAH and the total yield of GBL and THF were less than those in Example 8 or Example 9, the effects 
of the invention were still recognized. In Example 1 1 , Example 1 0 was repeated except that the temperature was 200 

35 °C instead of 1 80 °C. The conversion of SAH and the total yield of GBL and THF were as high as those in Examples 
8 and 9, 

[0058] In comparative Example 2, the Pd-Re catalyst on the resin-based carrier prepared in Comparative Example 
1 was used for hydrogenating MAH. The conversion of SAH and the total yield of GBL and THF were very low. 
[0059] In the hydrogenation of MAH in Comparative Examples 1 7 and 1 8 in the aforesaid National Phase Publication 

40 Hei-1 -503459, 3%Pd-3%Re catalyst supported on a graphitized carbon of a large surface area is used, and the resulting 
GBL yields were about 96 % and about 89 %, respectively, and a total yield of GBL, THF and 1 ,4-butanediol was in 
the range from 97 to 98%. However, the hydrogenation pressure and temperature are 80 bar or 8 M Pa and 230°C, 
which are significantly higher than 0.8 MPa and 180°C or 200 °C in the present Examples 8 to 11 . In Comparative 
Example 1 9 in National Phase Publication Hei-1 -503459, the hydrogenation pressure was 725 psi or about 50 bars or 

45 about 5 MPa and the temperature was in the range from 200 to 260°C. Thus, the pressure is a little lower than those 
in Comparative Examples 17 and 18. However, GBL yield is as low as 36% and the total yield of GBL, THF and 
1 ,4-butanediol is also so low as 43%. 

[0060] As described above, a very high GBL yield and a very high conversion of MAH were attained by using the 
present catalyst. A GBL yield and a conversion of MAH comparable to those with conventional catalysts were obtained 
50 in very milder conditions, particularly at a low pressure of about 1 tenth of a conventionally employed pressure. 

Examples 12 to 18 and Comparative Example 3 

[0061] Hydrogenation of MAH was earned out using each of the catalysts prepared in Examples 1 to 7 and in Com- 
55 parative Example 1 . Each catalyst was screened and a fraction of the catalyst having a particle size of from 1 to 2mm 
was collected, and 10 ml of the thus collected catalyst particles was packed in a SUS 316 steel cylindrical reactor of 
15 mm in inner diameter and 600 mm in length. 

[0062] Then, the reactor was thoroughly purged with nitrogen gas, and a nitrogen gas flow was passed through the 



8 
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reactor at a flow rate of 15 liters/hour, that is, GHSV 1500 rr 1 , at an internal pressure of 0.3 MPa. Subsequently, the 
gas flow was changed to a flow of nitrogen gas containing 0.1 vol% of hydrogen. While letting it to pass through the 
reactor in the same conditions as described above, a temperature of the catalyst layer was raised to 120 °C. After 
confirming that the hydrogen contents at the inlet of the reactor and at the exit of the reactor became identical with 
each other at the temperature, the temperature of the catalyst layer was gradually raised to 160 °C. At 160 °C, a 
hydrogen content in the gas flow was gradually increased from 0.1 vol% to 0.5 vol%, and then the temperature was 
gradually raised to 170 °C. At 170 °C, the hydrogen content in the gas flow was gradually increased from 0.5 vol% to 
1 00vol%. After the hydrogen content reached 1 00 %, the temperature of the catalyst layer was gradually raised to 
200°C to end the reduction of the catalyst. 

[0063] In the aforesaid process, the temperature of the catalyst layer and the hydrogen content in the gas flow were 
gradually increased so that the hydrogen contents at the inlet of the reactor and at the exit of the reactor were identical 
with each other. If the hydrogen contents at the inlet and at the exit of the reactor were different from each other, the 
temperature or the hydrogen content were kept unchanged until the hydrogen contents became identical with each 
other. 

[0064] Next, the hydrogenation of maleic anhydride was carried out. The hydrogenation conditions were as follows. 
Temperature : 200°C 

[0065] Pressure : 8.5 MPa (Example 13), and about 7 MPa (except Example 13) Hydrogen gas flow rate : 40 liters/ 
hour, i.e., GHSV = 4000 rr 1 Reaction solution : a solution prepared by dissolving 98.06 g of maleic anhydride in 258.3 
g of y-butyrolactone, i.e., 27.5 wt% MAH, was fed in the reactor at a flow rate of 4 ml/hour. 

[0066] The results are as shown in Table 2. The conversion of SAH was used as a measure for the progress of 
reaction as in Examples 8 to 11 . 
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*2 BOD represents 1 ,4-butanediol. 
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[0067] In Example 1 2, the hydrogenation of MAH was performed using the catalyst on the coal-based active carbon 
support having a ratio of Pd to Re of 1:1 .25 prepared In Example 1. The conversion of SAH as a measure for the 
progress of reaction, was very high and the total yield of GBL and THF was also high. In Example 12, the hydrogen 
pressure was 7 MPa, which was about ten times as high as 0.8 M Pa in Example 8. Compared with the hydrogenation 
5 in Example 8, the hydrogenation in Example 12 advanced further, resulting in the increased yield of THF with the 
decreased yield of y -butyrolactone. It was found that a yield of THF increased with an increasing hydrogen pressure. 
[0068] In Example 13, the catalyst having a ratio of Pd to Re of 1 :2 prepared in Example 4 was used. It was found 
that the yield of y -butyrolactone decreased further and the yield of THF increased further with the decreasing ratio of 
Pd to Re. 

10 [0069] In Example 14, the catalyst having a ratio of Pd to Re of 1 :3 prepared in Example 7 was used. It was found 
that the yield of y -butyrolactone decreased further and the yield of THF decreased here and the yield of BOD increased 
in turn with the further-decreasing ratio of Pd to Re. 

[0070] In Example 15, the hydrogenation of MAH was performed using the catalyst on the coconut-based active 
carbon support having a ratio of Pd to Re of 1 :1 .25 prepared in Example 2. The conversion of SAH as a measure for 
15 the progress of reaction was very high and the total yield of GBL and THF was also high. Also in Example 15, the 
hydrogen pressure was about ten times as high as that in Example 9 and, accordingly, the yield of 7 -butyrolactone 
decreased and the yield of THF increased. 

[0071] In Example 16, the catalyst having a ratio of Pd to Re of 1 :2 prepared in 5 was used. Here again it was found 
that the yield of y-butyrolactone decreased further and that of THF increased with the decreasing ratio of Pd to Re. 

20 [0072] In Example 1 7, the hydrogenation of MAH was performed using the catalyst on the peat-based active carbon 
support having a ratio of Pd to Re of 1 :1 .25 prepared in Example 3. The conversion of SAH as a measure for the 
progress of the reaction was very high and the total yield of GBL and THE was also high. Compared with the hydro- 
genation in Example 10, the hydrogenation in Example 17 advanced further, resulting in the increased yield of THE 
and the decreased yield of y -butyrolactone. 

25 [0073] In Example 1 8, the catalyst having a ratio of Pd to Re of 1 :2 prepared in Example 6 was used. Here again it 
was found that the yield of y -butyrolactone decreased further and that of THF increased further with the decreasing 
ratio of Pd to Re. 

[0074] In Comparative Example 3, the hydrogenation of MAH was performed using the Pd-Re catalyst on the resin- 
based active carbon support prepared in Comparative Example 1 . The conversion of MAH and the total yield of GBL 

30 and THE were very low. 

[0075] In the hydrogenation of MAH in Comparative Examples 1 7 and 1 8 in the aforesaid National Phase Publication 
Hei-1-503459, the hydrogenation pressure is 80 bar, i.e., 8 MPa, and the temperature was 230°C, which are almost 
the same as those in the present Examples 1 2 to 1 8. However, in Comparative Examples 1 7 and 1 8, the yields of THF 
are less than 0.8 % and 7.6 %, respectively, while those of GBL are about 96 % and about 89%, respectively. To 

35 increase the yield of THF in Comparative Examples 17 and 18 to the level of the present Examples 12 to 18, both the 
hydrogenation pressure and the temperature may have to be raised significantly. 

[0076] As described above, MAH can be successfully converted to ybutyrolactone, THF and BDO with a high yield 
by using the present catalyst. Selectivity to y -butyrolactone, THF or EDO can be varied at will by changing a ratio of 
Pd to Re. Further, y -butyrolactone, THF or BDO may be obtained with a higher yield in much milder conditions, par- 
40 ticularly at a lower pressure, than those employed In the hydrogenation with conventional catalysts. 



Claims 

45 1. A catalyst for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, said catalyst 
comprising palladium and rhenium supported on a carrier, characterized in that not more than 20% of analyzed 
points have an intensity ratio of 2 or larger, wherein a catalyst particle is analyzed by electron probe microscope 
analysis (EPMA) for rhenium along a longest diameter in a largest cross-section of the catalyst particle, and a 
rhenium intensity at each analyzed point is divided by an average intensity of all of the analyzed points to give the 

50 intensity ration, and that the carrier at least one active carbon selected from the group consisting of coal-based 

active carbon, coconut-based active carbon and peat-based active carbon. 

2. The catalyst according to claim 1 , wherein not more than 1 0% of all of the analyzed points have the intensity ratio 
of 2 or larger. 

55 

3. The catalyst according to claim 1 , wherein not more than 30% of all of the analyzed points have the intensity ratio 
of 0.5 or smaller. 
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4. The catalyst according to claim 1 , wherein not more than 20% of all of the analyzed points have the intensity ratio 
of 0.5 or smaller. 

5. The catalyst according to claim 1 , wherein a weight ratio of palladium to rhenium is in the range of from 1 :0.25 to 
1:10. 

6. The catalyst according to claim 1 , wherein a weight ratio of palladium to rhenium is in the range of from 1 :0.25 to 1 :5. 

7. The catalyst according to claim 6, wherein the catalyst is used for producing y -butyrolactone. 

8. The catalyst according to claim 1 , wherein a weight ratio of palladium to rhenium is in the range of from 1 :0.5 to 1 :1 0. 

9. The catalyst according to claim 8, wherein the catalyst is used for producing tetrahydrofuran and 1 ,4-butanediol. 

15 10. The catalyst according to claim 1 , wherein the palladium supported is in an amount of from 0.01 to 15 wt%, based 
on the catalyst weight, and the rhenium supported is in an amount of from 0.1 to 20 wt%, based on the catalyst 
weight. 

11. The catalyst according to claim 1 , wherein the palladium supported in an amount of from 0.1 to 10 wt% , based 
20 on the catalyst weight, and the rhenium supported is in an amount of from 0.1 to 15 wt%, based on the catalyst 

weight. 

12. The catalyst according to claim 1 , wherein the dicarboxylic acid, the dicarboxylic acid anhydride, and the esters 
thereof are selected from the group consisting of dicarboxylic acids having 4 carbon atoms, dicarboxylic acid 

25 anhydrides having 4 carbon atoms, and esters thereof. 

13. The catalyst according to claim 1 , wherein the dicarboxylic acid, the dicarboxylic acid anhydride, and the esters 
thereof are selected from the group consisting of succinic anhydride, maleic anhydride and esters thereof. 

30 14. A method for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, wherein the 
catalyst according to any one of claims 1 to 13 is used. 

15. The method according to claim 14, wherein the dicarboxylic acid, the dicarboxylic acid anhydride, and the esters 
thereof are selected from the group consisting of succinic anhydride, maleic anhydride and esters thereof. 

35 

16. A method for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, wherein the 
hydrogenation 

is carried out at a temperature from 1 60 to 230 °C at a pressure from 0.5 to 9 M Pa in the presence of the catalyst 
according to claim 6, whereby y -butyrolactone is selectively produced. 

17. A method for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, wherein the 
hydrogenation is carried out at a temperature from 1 80 to 250 °C at a pressure from 0.5 to 9 MPa in the presence 
of the catalyst according to claim 8, whereby tetrahydrofuran is selectively produced. 

45 18. A method for hydrogenating a dicarboxylic acid, a dicarboxylic acid anhydride, or an ester thereof, wherein the 
hydrogenation is carried out at a temperature from 180 to 250 °C at a pressure from 1 to 9 MPa in the presence 
of the catalyst according to claim 8, whereby 1 ,4-butanediol is selectively produced. 

50 



40 



55 



12 



EP 1 112 776 A1 



F i g 1 




cumulative percentage of the points (%) 



13 



EP1 112 776 A1 



F i g 2 




14 



EP1 112 776 A1 



F i g 3 




cumulative percentage of the points (%) 



15 



EP1 112 776 A1 




16 



EP1 112 776 A1 



F i g 5 




17 



EP1 112 776 A1 



F i g 6 




18 



EP1 112 776 A1 



F i g 7 

5 | 1 t j — r — | — i — t j — r j | j "T 




cumulative percentage of the points (%) 



19 



EP 1 112 776 A1 



European Patent PARTIAL EUROPEAN SEARCH REPORT Application Number 

Office which under Rule 45 of the European Patent Convention £p 00 40 3683 

shall be considered, for the purposes of subsequent 
proceedings, as the European search report 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Citation of document wtth Indication, where appropriate, 
of ratovant pajssapas 



Relevant 
to claim 



CLASSIFICATION OF THE 
APPLICATION Qnia.7) 



WO 92 02298 A (DU PONT) 

29 February 1992 (1992-82-20) 

Darco KBB carbon is wood-based (see WO 

98/33589); Calgon PCB carbon is 

coconut-based (see U55360023) 

* examples * 

US 5 473 086 A (BUDGE JOHN R ET AL) 

5 December 1995 (1995-12-05) 

ACL 40 carbon is coconut-based (see US 

5698749) 

* examples * 

US 5 698 749 A (ATTIG THOMAS G ET AL) 
16 December 1997 (1997-12-16) 

* examples * 

* column 3, line 3 - column 3, line 8 * 

US 5 360 023 A (BLAKLEY RICHARD L ET AL) 
1 November 1994 (1994-11-01) 

* column 9, line 4 - column 9, line 6 * 

-/-- 



5-16 



5-16 



5-16 



B01J23/656 
C87D3O7/08 



TECHNICAL FIELDS 

(bitCLT) 



B01J 
C07D 



INCOMPLETE SEARCH 



The Search OtvMcn con riders ft at tha present a pp ao ap on, or one or more ct to daimt, does/do 
not comply wfth th* EPC to such an extant fiat a meaningful search into tha state of tha art cannot 
be carrteo out, or can only be carried out parttafly. for these claims. 



Claims not 
Reason tor tha limitation of the search: 

see sheet C 



Pleat or aeveh 


Dsia oi oomptaaDn ot ths search 




MUNICH 


23 April 2G81 


Schwaller, 0-M 



CATEGORY OF CITED DOCUMENTS 

X : particularly reJevant IT taken atona 

Y : partcmarty relevant g comfamsd wgh another 

document of the same category 
A : lachnologfca) background 

O: 
P: 



T : theory or prlnctoJe underhung the invention 
E : aa/Ser patent document, but pubfished on, or 

after the flDng data 
O : document cfied In the appaca ton, 
L : document died lor other reasons 

A : member of tha same patent famfiy , corresponding 



20 



EP1 112 776 A1 




European Patent 
Office 



INCOMPLETE SEARCH 
SHEET C 



EP 0G 40 3683 



Application Number 



Claim(s) searched completely: 
5-18 



Claim(s) not searched: 
1-4 



Reason for the limitation of the search: 

Present claims 1-4 relate to a catalyst defined (inter alia) by reference 
to the following unusual parameter: 

"an intensity ratio of 2 or larger, wherein a catalyst particle is 
analyzed by EPMA for rhenium along a longest diameter in a largest 
cross-section of the catalyst particle, and a rhenium intensity a each 
analyzed point is divided by an average intensity at all of the analyzed 
points to give the intensity ratio" 

The use of this parameter in the present context is considered to lead to 
a lack of clarity within the meaning of Article 84 EPC because it is 
totally impossible to compare the said parameter with what is set out in 
the prior art. 

The lack of clarity is such as to render a meaningful complete search 
impossible. 

Consequently, the search has been restricted to the subject-matter of 
claims 5-18. 



21 



EP1 112 776 A1 



European Patent 
Office 



PARTIAL EUROPEAN SEARCH REPORT 



Application Number 

EP BQ 40 3683 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Citation of document with indication, where appropriate, 
of relevant passages 



WO 98 33589 A (DU PONT) 

6 August 1998 (1998-08-96) 

* page 6, line 25 - page 6, line 29 * 



Relevant 
to claim 



CLASSIFICATION OF THE \ 
APPLICATION (lnt.CI.7) 



TECHNICAL FIELDS 
SEARCHED (lm.Cl.7) 



i 

I 
i 

a 

1 

o 

Sj 



22 



EP1 112 776 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 

ON EUROPEAN PATENT APPLICATION NO. EP 00 40 3683 



This annex lists the patent family members relating to the patent documents cited In the above-mentioned European search report 
The members are as contained In the European Patent Office EDP file on 

The European Patent Office Is In no way ftable for these particulars which are merely given for the purpose of i nforma tion. 

23-04-2O01 



Patent document 




Publication 




Patent family 


Publication 


cited In search report 




date 




memberfs) 


date 




A 


29-02-1992 


AtJ 


A3G72Q1 A 








tr 




















1E> 


OjUIO/ J 1 








MY 
rlA 


yj.uu.3oy m 








Dl 
r L 


OQ7CCQ A 


xj-u/ -xyyc 


US 5473086 


A 


05-12-1995 


AT ' 

. AT 


1 7Q07Q "T 

X/oo/o I 


xo-t/*f-xyyy 






CM 
IN 


A 


Ol 1QQC 

^x-tio-xyyo 






Lib 


cacctQfi&n n 


Ofl.QC 1 QQQ 








O^DUyUDU 1 


i qqq 
uD-tio-xyyy 








tyjooaoi a 
vj/cevco A 


OA Q7 IQftC 






cc 


cXoUOJo 1 


ftl ft 7 1 QQQ 

ux-u/ -xyyy 






ID 

Or 


oxyjUHU a 


ou-ui/ -iyyo 


US 5698749 


A 


16-12-1997 


tr 


UoOX^tlo A 


p_i QQO 


US 5360023 


A 


01-11-1994 


lie 


OXo/UJ*t A 


1 1 -Oft 1 0Q9 

xx-uo-xyyc 








OU/*iO£X A 


t.H"*xt-xyyx 








5971 A1Q, A 








tr 




J./ OO i7"J 






IP 

or 


Oil.LJ.OOJL r\ 


24-08-1993 






All 


UitJUt O 


29-08-1991 






ad 


3468589 A 


16-11-1989 






Du 


60140 A 


15-11-1993 






BR 


8902236 A 


09-91-1990 






CN 


1038014 A 


20-12-1989 






DD 


298202 A 


13-02-1992 






DK 


233489 A 


17-11-1989 






EP 


0342538 A 


23-11-1989 






FI 


892321 A,B„ 


17-11-1989 






HU 


50434 A,B 


28-02-1990 






IL 


89899 A 


01-12-1992 






IN 


172374 A 


10-07-1993 






JP 


2053476 A 


22-02-1990 






LV 


5377 A 


10-03-1994 






MX 


169608 B 


14-07-1993 






NO 


891887 A»B, 


17-11-1989 






PH 


27614 A 


31-08-1993 






PL 


279423 A 


22-01-1990 






PT 


90558 A 


30-11-1989 






SU 


1812955 A 


30-04-1993 






YU 


100189 A 


30-06-1990 






ZA 


8903010 A 


27-12-1989 






AT 


145793 T 


15-12-1996 






CA 


2026537 A 


30-03-1991 



For more details about this annex : sea Official Journal of the European Patent Office. No. 12/82 



23 



EP 1 112 776 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 
ON EUROPEAN PATENT APPLICATION NO. 



EP 00 40 3683 



This annex lists the patent family members relating to the patent documents cited in the above-mentioned European search report 
The members are as contained in the European Patent Office EDP file on 

The European Patent Office is in no way Ha bis for these particulars which are merely given for the purpose of Information. 

23-04-2001 



Patent document 
cited in search report 



Publication 
date 



Patent family 
mamber(s) 


Publication 
date 


CA 


2626538 


A»C 


30-03-1991 


CA 


2G26539 


A, 


C 


30-03-1991 


CA 


2108440 


A, 


C 


30-03-1991 


CN 


1050493 


A, 


B 


10-04-1991 


CN 


1050491 


A, 


B 


10-04-1991 


CN 


1050494 


A, 


B 


10-04-1991 


DE 


69029309 


D 




16-01-1997 


DE 


69029309 


T 




12-06-1997 


DK 


419974 


T 




26-05-1997 


EP 


0419733 


A 




03-04-1991 


EP 


0419974 


A 




63-04-1991 


EP 


0419975 


A 




03-04-1991 


EP 


0419981 


A 




03-04-1991 


ES 


2G95228 


T" 




16-02-1997 


GR 


3022407 


T 




30-04-1997 


HU 


575S0 


A 




30-12-1991 


HU 


57559 


A 




30-12-1991 


HU 


57562 


A 




30-12-1991 


JP 


3175968 


A 




31-07-1991 


JP 


3180165 


A 




66-08-1991 


JP 


3180166 


A 




06-08-1991 


CN 
EP 


1246807 T 
1024896 A 




08- 03-2000 

09- 08-2000 



US 5360023 



WO 9833589 



06-98-1998 



i For more detals about this annex : see Official Journal of the European Patent Office, No. 1 2/82 



24 



